going to 10:3 to afford 1.4 g of product S2 (7.1 mmol) as a colorless oil (71 % yield). The column purification can usually be skipped if all starting material is consumed, since the resulting impurities with very low R f values can be purified in later steps. However, in this case all of the residual ethylene glycol must be evaporated using a high vacuum pump. 1 Hz).
Synthesis of 3-nitro-2-ethyldibenzofuran (NDBF, S3).
Compound S2 (1.0 g, 5.1 mmol) was mixed with 30 mL of CF 3 CO 2 H in a round bottom flask equipped with a stir bar. 434 mg of NaNO 3 (5.1 mmol) was added to the mixture while stirring, which caused the solution to turn dark (adding excess NaNO 3 can cause formation of a dinitro byproduct which is hard to separate from the product, hence, adding one equivalent, or slighly less, of NaNO 3 is safer). The resulting mixture was stirred for 2 h and judged completed by TLC (Hexanes:CH 2 Cl 2 , 2:1, v/v). The mixture was poured into ice water and the resulting mixture was partitioned between 50 mL of 0.5 M NaOH (aq) and 100 mL CH 2 Cl 2 . The organic layer was separated, washed with brine and dried over Na 2 SO 4 . Solvent was evaporated in vacuo and the crude mixture was purified via silica column chromatography using a step gradient of solvent (Hexanes: CH 2 Cl 2 ) starting from 4:1 (v/v) going to 2:1 to afford 0.85 g of product S3 (3.5 mmol) as a pale yellow oil (68.6 % yield Table S1 . Calculated and observed MS/MS fragments of the photoisomer derived from irradiation of 5-Fam-KKKSKTKC(Bhc)VIM. Figure S11. Crude NMR spectrum of a photolyzed sample of Boc-Bhc-cysteamine, which indicates the formation of a mixture of photo-isomer and uncaged product with a ratio of 8.7:1.0 (or 3/3H:0.23/2H). A 300 µM solution of Boc-Bhc-cysteamine and 1 mM DTT in 50 mM Tris buffer (pH = 7.2) was irradiated at 365 nm, lyophilized and the resulting powder was disolved in acetone-d6, and subjected to NMR analysis (Bruker Advance III 700 MHz spectrometer with 1.7 mm TCI cryoprobe instrument). 
dansyl-GC(NDBF)VLS indicating the formation of free peptide (dansyl-GCVLS). MS/MS fragmentation analysis also confirms the sequence of the two peptides (data not shown).
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